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Spectroscopic characterization of the compounds
The 13 C-NMR spectrum of compound 1 could not be registered due to the limited solubility of this compound in the most common deuterated solvents. Absolute structure parameter 0.002(12) Extinction coefficient n/a
The X-ray structure obtained for compound 3 is shown in Fig. S16 . The presence of an intramolecular hydrogen bond between the hydrogen atom of the amide group and the nitrogen of the amino functionality facilitates a folding of the structure that allows an almost perpendicular arrangement (84º dihedral angle) of the two aromatic rings at a short distance. This intramolecular H-bond is common to many related pseudopeptidic compounds and often defines their final conformational and structural arrangements observed both in the solid state and in solution.
8,9
Fig. S16. ORTEP plot of the crystal structure of bichromophoric compound 3 showing an intramolecular H-bond between the hydrogen atom of the amide group and the nitrogen of the amino functionality, which facilitates the occurrence of a folded conformation approaching the two fluorophores, and some of the possible C-H····π interactions between anthracene (CH) and dansyl (π).
An intramolecular offset edge-to-face geometry is adopted by the aromatic rings, with two H-atoms of one of the anthracene rings located at about 3 Å from the closest carbon atoms of the naphthalene from the dansyl moiety. An almost perfect edge-to-edge geometrical disposition is observed, displaying the following parameters: H32···C11 = 3.00 Å, H32···C10 = 3.05 Å, H31···C10 = 3.30 Å and H31···C9 = 3.26 Å, representing values of %vdWH,C of 101.0, 102.7, 111.1 and 109.8, respectively (%vdWH,C is calculated, for a given measured distance, as the percentage of the sum of the van der Waals radii of H and C:
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1.20+1.77 = 2.97 Å). 10 The distance between the centroids of the closest rings is 5.14 Å. It should be noted that a %vdWH,C value of 100 is by no means the outer limit of an attractive interaction. 11 The %vdWH,C values obtained for the above mentioned pairs of H-C in structure of 3 are consistent with the range considered by Alvarez for atoms placed at appropriate distances to be likely to establish van de Waals interactions.
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The crystal packing (Fig. S17.) involves two columnar antiparallel arrangements of individual molecules associated through a polymeric intermolecular H-bonding network between the sulfonamide hydrogen atoms of a column and the carbonyl oxygen atom of the second one, in such a way that every single molecule of a given column is hydrogen bonded simultaneously to two consecutive molecules of the second column. This arrangement locates the aromatic rings in the outer section, with the anthracene moieties of each column displaying a parallel stacking with a 8.73 Å anthracene-anthracene distance. As corresponds to the antiparallel organization, the planes of the anthracenes in the two columns are not parallel, but tilted by 34.8º. On the contrary, the naphthalene rings of each column are placed almost perpendicular to the anthracene planes and present a parallel displaced disposition with distances of 1.97 Å between the planes defined by the aromatic rings and 6.50 Å between the centroids of the closest rings of the naphthalene moieties, being these centroids displaced in the parallel planes by 6.19 Å, providing a stair-like structure. 
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In the packing structure, each anthracene unit is also located with an intermolecular edge-to-face geometry relative to the naphthalene unit of a third antiparallel column belonging to another pair of antiparallel columns (   Fig. S18. ). In this case, the edge of the anthracene ring not involved in the intramolecular edge-to-face geometry is located over the center of the naphthalenic ring bearing the dimethylamino substitution. The closest distances between the corresponding H24 and H25 atoms of the anthracene and the carbon atoms of the naphthalene ring are 3.16 Å (H25-C5) and 3.17 Å (H24-C3), %vdWH,C ca. 106. The angle between the planes defined by both aromatic systems is 71.6º and the distance between the centroids of the involved rings is 5.02 Å. This also locates the anthracene moieties of the two molecules at a relatively short distance, being the distance between the centroids of the central rings 5.48 Å, although the shortest distance between centroids is 5.14 Å. The angle formed between the planes defined by the anthracenes is, as expected from the data obtained from Fig. S17 ., 34.8º. 
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